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fhe. Isotopic Bachange Between Some Orgonomaruric Compounds and Metallic Mercury ee 
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topic exchange does not. proceed over a state of equilibrium, but. - 
the metallic mercury directly reacts with the organomercuric ReHgx |: 
salt. Although. the reaction probably is homolytic, it hardly pro- — 
ceeds over the stage of the formation of free radicals. The main- ~— 
tenance of the stereochemical configuration at the carbon atom — 
which is connected with the mercury atom als speaks agains t the. - 
formation of free radicals. There are 1 table, and 4 references, fas 
3 of which are Slavic. are 


es TARTON: State University dmeni H. V. Tomoqosevyv 


(Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova) 


| _PRESENIEDs “October 26, 1957» bY Ae N,. Nesmeyanov, Academician 


_ SUBMITTEDs October 24, 1957 


"AVAILABLE: Library of Congress 


" gaird® 3/3. 


AP 
PROVED FOR RELEASE: 06/20/2000 —_CIA-RDP86-00513R001444710019-0" 


7 PPROVED FORR 


PE Pey Sepp RE ye brates S ged tr Ben eee an 2 E L EAS E i: 


PEW 


06/20/2 
a / ah _CIA-RDP86-00513R001444710019-0 


REPS Sra 
= = REgg se ae 


2 PHASE I BOOK EXPLOITATION 858 
# -Reutov, Oleg aleksandrovich, Professor 


Novyye sinteticheskiye materialy (New Synthetic Materials) Moscow, tzd-vo.- 
-- Znaniye", 1958. 29 P- (Series: Ysesoyuznoye obshchestvo po rasprostraneniyu - 
politicheskikh i nauchnykh znanly- Seriya IV, 1958, No- 13) 86,000 ‘copies _ 


printed. 


‘gponsoring Agency? - Vse soyuznoye obshchestvo po rasprostraneniyu politicheskikh i me 
nauchnykh gnaniy- _ a se ay 


“Ea.t Paynboym, I-B.5 fech. Ed-3 rorimova, A.V. 


"PURPOSE: “mais popular boo 


play an important role in industry » techno . Three : 
main types of synthetics are discussed: rubber, P tic fibers. 
The basic characteristics of these materials are described a6 well as the fields . 
_ of their application. eae 


COVERAGE: This pamphlet informs the reader which ee 
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New Synthetic Materials 
" MABLE OF CONTENTS: — : 
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lastics) 0 : : = | 
7 Manet plastics (plexiglass or organic glas ) 3 | , i 
Polyester resins ; 19 
ton--a chloropolyester 20 
Beale resins (polyamides ) : 3 
Polyethylene (polythene ) a 
Fluoroplastics - 26 
- Silicon organic polymers | : 9 
"crafted" polymers | | : . 
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PHASE I BOOK EXPLOITATION sov/2917 


ee) ae : 
Reutor, Oleg Aleksandrovich, Corresponding Member, USSR Academy of Sciences 
-* opganicheskiy sintez 1 yego perspektivy. (Organic Gynt 
> ..for Its Development ) “Moscow, Gostekhizdet , 1998. 95 Pe 
_+ > (Series: Nauchno- vlyarnsye niblioteka) 500,000. copies printed. 


“ech. Eds! 


hesis and Prospects ’ 


Bde: S.A. Shorygin;. A.P. Kolesnikova- 

“PURPOSE: pooklet 1s intended for students and persons 

interested i and technology of organic synthesis-. 
les of organic ‘chemistry and 


listed an 


tural 


production of syntheti , ond 

ined. The author also revi chemists such 

Butlerov, N-N- Zinin, N.De Zelinskiy, Kucherov. In conclus 

‘the progress made in the field of synthetic material production, and: points to 
further achievements - No references are given. a 
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urgeanic Synthesis and Prospects (Cont.) SOV/2917 
‘TABLE OF CONTENTSL | | | 


Introduction : 


3 
Che I. Organic Chemistry 6 oe 4 
1. Remarkable element 4 

_ 2. Organic chemistry ee ead, 5 
3. There is no "Vital Force" 6 
8 


4, Theory of chemical structure Parte. oe 
Se Meaning of the theory of chemical structure 14 


Ch. -II.. Ways of ocrcioment in Modern Organic Synthesis = 2 15 
1. What can be obtained from coal 15 
2... Zinin's aniline ~ 20 
_ 3 What is obtained fron a petrolew 23 

-4, Natural gas os 26° 

9. Cracking gas : 4 
| Ch. III. Era of. Synthetic. and Artificial Materials Wee 2B 
1. . Synthetic rubber ». 31 
_ 2... Synthetic fiber _ 39 
: 3. Synthetic resins and Plastics ae ge, 2 et. ae hehe 
a cara 2/3 : ae 
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yy Synthetic dyes 
Neer - Drugs é 
6. Synthetic perfume substances 
.. 7. Struggle against harmful insects 
’ 8. Stimulators for the plant growth 
Qe. How to: delay plant blossoming 
10. - Production of synthetic foodstuffs 


Conclusion 
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My, U Yan-Tsey, SMOLINA, T. A, and SHOL', Pe, (Meseau State 


Le cut ROW sov) 


"The Use of Radioactivey Mercury Hg for Studying the Exchange Reactions ata Carbon 
Atom." a NY 


Ysotopes and Radiation in Chemistry, Collection of papers of 
' Qnd- All-Union Sei. Tech. Conf. on Use of Radioactive and Stable set and: 
Radiation ‘to National Economy and Science, Moscow, Izd-vo AN ’SSSR, 1958, 380pp. 


This volune published the reports of the Chemistry Section of the... 
end AU Sei Tach Conf on Use of Radioactive and Stable Isotopes and Radiation © 
in Science and the National Economy, sponsored ty Acad Sei USSR ani Main 
Admin for Utilization of Atomic Energy under Council of Minigsters USSR . 
Moscow 4-12 Apr 1957. 
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,gyrnons: -_Rewkovs Ode» Ptitsynes Os Aas sov/156- 58-1-27/46 
; ae . Karpov, T+. Pe, Smolina, T.- As o 4 cee 
TITLE: ‘on the Reaction of the Isotope Exchange Between @ri-Aryl- 


 §tibines and Radioactive Antimony sp124(0 reaktsii izotopngge. 
obmena mezhdu triarilstibinemi i radioaktivnoy sur'moy SD : 


PERIODICAL: Nauchnyye doklady vysshey shkoly, Khimiya i khimicheskaya 
tekhnologiye, 1958, Nr 1s PP- 415 - 116 (USSR) ; 
ABSTRACT: The authors recently investigated the reactions of the type 
me Ar E+ 5 aire ae (I) 
ae ee ee 
(in which case EB - is an n-velent element and E © its radio-~ &. 
active isotope). These reactions are the most simple models for 
. reactions between metalorganic compounds and free metals (as =o. 
“. well as. some non-metals); they are the basis of one of .the most... 
important nethods of synthesis of the metalorganic compounds: 
(Ref 1): mAr Me + nE —> nar, + mile. (II) (in which case Me -. is. 


an n-valent metal and E * an m-valent metal): Naturally, the...” 
rules which were determined with the exchange-reactions of the. 
; type (I) may. be of considerable importance for the further: HET 
cava 1/3 development of the method of synthesis according to scnene (II)>, : 
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On the #eaction of the Isotope Exchange Between fri- sov,/156-58-1-27/46- 


Aryl-Stibines and Radioactive Antimony Sb 


The exchange reaction Ar,Sb + 
in the title, takes place unde 
-when boiling. a tetralin soluti 
with a radioactive antimony. po 
within 5 hours. The petroleun 
ature of from 190 to 200° was 
further tests. Tri-p-tolyl sti 
Considerable divergences were 
parallel tests: the equilibriu 
once at a. 30% and another time 
- gurface area of the metallic a 
‘important factors of the excha 
dicate that this surface is in 
of the reaction. Apparently, a 


powder takes place during its heating in petroleum at from.” 


190 to 200° which is ended wit 

estimation of surface area of 

prepared radioactive antimony 

Card 2/3 m2/g respectively. The interac 
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Sbo Ar,Sb + Sb referred to. 


r vather severe conditions. Only 
on of triphenyl-stibine (at 2079)": 
wder, a 17% exchange took place 
fraction with a boiling bemper-. °. > 
used as indifferent solvent in. 
pine was used as test naterial.- 
observed in spite of several . Ee 
m was established once at a 15%,» 'p 
at an 80% exchange. Since the: 
ntimony forms one of the most -: 
nge » These diverging results in- 
any way changed in the course 99°: 
recrystallization of the antinony ~ 


hin approximately 30 hours. Phe 
a "reprepared" and a not Les ees: 
powder shows 1,44 u/s and? 6,960 
tion of the "reprepared” radio-: 9. 
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On the Reaction of the Isotope Exchange Between Tri- SOV/156=58-1-27/46 
Aryl-Stibines and Radioactive Antimony Sb124 Vey e 


: active antimony with tri-p-tolyl stibine in Parallel tests lead. 
. to a conforming equilibrium exchange (15 to 16%) within 80-to: | 
100 hours. There are 3 references, 2 of which are Soviet. (0 EE: 


ASSOCIATION: Kafedra organicheskoy khimii Moskovskogo gosudarstvennogo univer- 
siteta im.M.V.Lomonosova (Chair of Organic Chemistry at the =~ 
Hoscow State University imeni M.V.Lomonosov) ~ - mo SE eek Re 


‘SUBMITTED: October 26, 1957 
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~ 0 AUTHORS: | Reutay, Oa 


Wa Yng-ch'i . Bubnov, Yu. N- 


PITLE: 


"PERIODICAL: 
: tekhnologiya, 


ABSTRACT: 


and: o-mercury 


Smolina, T. Aes 


Isotopic Exchange of Several Organomercury Salts and 
Mercury Haloid Labelled by Hg203(Izotopnyy obmen 
rtutnoorganicheskikh soley s galoidnoy rtut'yuy, 


Nauchnyye :doklady vysshey shkoly. 
1958, Nr 2, PD» 524. = 


In continuation of previous 
the interaction between the mercury mentioned in the title. 
promo-cyclohexane, 


papers 


nekotorykh 
mechennoy Hg 


Khimiya i khimicheskaya 
327 (USSR) 


the authors investigated 


the ethyl- and 1-methyl- — 


ether of the a-mercury promo-phenyl acetic acid, 3-mercury 


bromo-camphors 3-benzyl-3-mercury promo. camphor, poy 
bromo camphaney and nobutyl-" | cae 


chloro-camphenylon, 
mercury bromide. 


2Q-mercury 
The organomercury salts which are 
4-mercury ehloro-camphenylon) oxo-compounds, react under 
mild conditions with. mercury haloid. From the results (Tabl 


4-mercury 


(except - 


appears that the reactivity of the investigated organomercury | ee 


Card 1/3 
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sov /156-58-2-30/48 Peer 


salts is reduced with respect to mercury haloid: in a certain Sei 
order (scheme given). 1~-mercury promoscamphenylon, ys 
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Isotopic Exchange of Several gogen reury Salts and SOV/156-58-2-30/48 
Mercury: Haloid Labelled by Hg 203 SE ; ee ee 


bromo camphane, and n.butyl-mercury bromide do not enter 
into the reaction of the isotopic exchange under these: 
conditions. When the authors compared the results obtained ; Ee 
by the reactions in benzene and dioxane to.those in ecctene 
they found that admixtures are contained in acetone which ee 
are not removed in: the case of a normal dehydration. They are. 
assumed to be responsible for the considerable fluctuations ° 
of the rate of reaction observed in acetone. The authors 
were able to prove that the reaction of the isotopic. exchange 
is considerably accelerated by acids as well as by bases. It. 
is possible that the bases lead to a solvation of ‘the mercury 
atom and thus weaken the O—Hg cond. The influence of acids’ 
is probably specific only for the cases of the a-mercurized © 
oxo-compounds., The hydrogen of the acid probably influences’ : 
the oxygen of the carbonyl group. This weakem the O—Hg bond... 
Apparently the isotopic exchange in question is a pinel seuh ae 
reaction of the electrophilic substitution at the saturated. 
: carbon atom (S, 2). Further investigations in this respect : - 
Card 2/3 are necessary. An -experimental part follows. There are a table 


Serr 
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~ and’ 4° en ge fe | 
' reference, ‘which is Soviet 
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oM.V.Lo Cha 
of the Moscow St FEA erated 
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SOV/55-58-3-23/30 


of Diarvlantimony by Salts 
trekhkhloristoy diarii-= 


1958,Nr 3,PP 191-196 (USSR) 
binary iodonium salts of. the trichlorids 


stated that triaryle anti- 


3 of which are Soviets. 


5(3) 
AUTHORS: _Reutov, OA. and Lovtsova ,AeH. 
TITLE: The Arylation of the Prichlorides 
of the Diaryliodonium (Arilirovaniye 
sur'my. solyami diariliodoniy2) 
PERIODICAL: Vestnik Moskovskago universiteta,Seriya matematiki. mekhanikl, 
gatronomii, fizikl, koiat 
ABSTRACT: The cleavage of tha 
: of diarylantimony and of the mixtures of diaryliodonium 
chloride and diarylantimony-trichloride by zinc powder in 
_ acetone was investigated. It was 
monous organic combinations arise thereby. 
a. There are 1 table , and 7 references, 
ie oe _ 3 American, and 1 Germane 
“ASSOCIATION: . Kafedra organicheskoy khimii 
SUBMITTED: June 17, 1957 
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REUTOV, Glee A., PTIZINA, Olea A., and ERTEL, Gunter (all of Moscow) 


"Neue Darstellungsmetiiode Antimonorganischer Yerbindunren," 
' Chemische Technik, Nod h, Apr 1958. 
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ae: Sov /156-58-4-36/4 
AUTHORS : Reutoy, Oe A., Beietskaya, I. Pe, Fiiippanko, be Re. AS 


TITLE: The Symmetrization of Mereury~Organic Salts by Means of Dim 
phenyl Mercury (Simmetrizatsiya rtutnoorganicheskikh soley 8° 
pomoshcsh'yu difeniirtuti) ; ie 


PERIODICAL: Nauchnyye doklady vysshey shkoly» Khimiye i Khimicheskaya’! 
- sekhnologiya, 1958, Nr 4, pp 754-756 (USSR) — Pa Mere: 


ABSTRACT: In the interaction of mercury~organic salts with meroury. di~- 
phenyl, symmetric mercury-organic compounds are formed in. 

great yield. The following mercury-organic salts were prepared: 
acetonyl-mercury chloride, ethyl ester: of the a-bromo mercury. 

phenyi acetic acid, ethyl ester of the nebromceasbromo mercury. : 

phenyl acetic acid, 3~bromo-mereury-3~benzyl camphor and. trans-_ 
chlcro~vinyl-mercury chiorideo The mechanism ‘of the symmetri= .. 

zation of the mercury-organic saits proceeds according to the. 

following scheme: — cee EIA 

aR, 2, R, CHeXx @ (R, R, RC) 5He + He, 
Hgx, + (CgH,) He —e 2CcH Hex. 


Ca - here are 1 table and 5 references, 4 of which are Soviete: 9. 


“Chin of, Ongirte: Chars; Noraent Hot A 
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py 


~§(3) 2: 
"AUTHORS: Reutov, O-A., Lu Chin-chu  gov/55-58-5-17/34- So: 


. : Bundel', “Yu.G. : 
TITLEs synthesis of. Some Optically Active Mercury-Organi: Compounds”... =~ 
of the Terpene Series (Sintez nekotorykh opticheski aktivnykn 
rtutnoorganicheskikh soyedineniy ryads.terpenov) : Ln ces 


PERIODICAL: Vestnik Monskovekogo universiteta,Seriys matematiki - pekhaniki, aoe 
- tronomid, fiziki, khimdiJ958,8r 5 ,pp 117 - 118 (USSBy by te eee 
-) ABSTRACTs Mercurated derivatives of camphane and of menthane. of the type med 

R: HeX and RpHg were synthetically produced, where f denotes 


pornyl, isobornyl or q-menthyl. Diastereomers of ‘Q-chlormercer-_ 
camphane were obtained: in pure state which: differ from each ead 
other only by the configuration inthe second carbon ston- fhe. 
nain ‘properties, particularly the crystallographic ones are... 
given. ‘the motive for the present paper were the investigations . 


of A.N. Nesmeyanov- Phe method-of I.A- KondakovandI.A, Shindel'- 
mayzer /Ref 5/ was used. eames 
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AUTHOR : ReubovignOerierrernccie gov /62=58-6-5/37 
TITLE: The Investigation of Electrophile and Homolytic Reactions he 


Substitution in the Carbon Atom by the Method. of Isotope ~~ 
Exchange (Issledovaniye elektrofil'tnykh: i gomoliticheskikh 
reaktsiy zameshcheniya u atoma ugieroda metodom izotopnege 
obmena) Lecture Delivered at the General Meeting of the es 
Department of Chemical Sciences,AS USSR,on December 195.1997. 28 
(Doklad na obshchem gobranii otdeleniya khimicheskikh nauk 
Akademii nauk SSSR 194 dekabrya 1957 go) 


PERIODIC AL:. Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, © 
- 1958, Nr 65 ppe 664-692 (USSR) Sa Sago Wan 


-- ABSTRACT: In the course of the investigation of the mechanism of the — 
electrophile and homolytic reactions of substituticns : hE cae 
-gaturated carbon atoms {shoxn by the example of mercury-organic..: 

compounds) (Refs 1.- 6) the authors employed: the method of (205° 

isotope exchange. The following reactions of isotope exchange 

were systematically investigated: seems ah 


R= Hg - R + He > R- He -R + He 


card 1/3, 
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SOV Sp s026-5/37 
Thé Investigation of Hlectrophile and Homolytie Reactions or Substitution oe 
in the Carbon Atom by the Method of Isotope Exchange. Lecture Delivered - 
at the General Meeting of the Department of Chemical Sciences. AS USSR on... 


' December 19, 1957 
R = Hg ~ K + He ee » Hg = £ + He 


R + HE -~X + Hex, a & - Hg - X + Hex, 


(R = Ar, - Alk. or. CICH=CH; X=C1 or Br, The radioactive mereury 
isotope Hg208 was used). Results obtained: Diaryl mereury : 
‘and aryl mercury chlorides, enter into reaction (of isotope. 
- exchange) with metaliic mercury Hg2°> (under weak conditions) 
Electropositive substs:uents in para=-position of. the. benzene. 
ring facilitate reacticn, but electronegative substituents : 
render it more difficult. The homolytic reactions under ine. : : 
vestigation develop immediately between. the molecules of thé. .2:>. 
mercury~organic compounds and the molecules: cof mercury. | ane 
“Moreover, the dependence of the reaction velocities cf the : 
isotope exchange of the. mercury organic salts. (of. the cyclice lo: 
and alicyclic series with metaliic mercury and sublimate) noes 
upon the structural factors (and additions of acid) was in= 
vestigated. The homolytic and electrophile reactions of the «. 
Card 2/3 isotope exchange. of mercury-organic salts develop in such a «=. 
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= 3 309 1 62058-6-5/3T: or” 
Yhe Investigation of #lectrophile and Homolytic Reactions of substitution 9... 
in the Carbon Atom by.the Method of Isotope Exchange. Lecture Gelivered ; 
at the General Meeting of the Department of Chemical Sciences 48 USSR on 
December 19, 1957 ; 
manner that the configuration is contained in saturated carbone. 
By investigating ‘the isotope exchange of isomeric 8-chlore=- fee 
vinyl mercury-organic compounds (with Hg and Hgvl,,) the diredt oo 
proof was obtained of the correctness of the rule (set up Bao 
by Nesmeyanov and Borisov) concerning the maintenance of 
atereochemical configuration in the olefine atom of carbon. 
There are 1 figure, 2 tables, and 15 references, 12 of which 90. 
are Soviet. Peesaraes 


ASSOCIATION: Moekovskiy gosudarstvennyy universitet im. M, Vs. Lomonogova . 
(Moscow State University imeni MoV. Lomonosov) 
SUBMITTED : February 28, 1958 


1. Carbon-~Exchange reactions 2. Substitution reactions 
3. Mercury chlorides-~Exchange reactions 4. Mercury isotopes 
~-Exchange reactions 
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AUTHORS: Nesmeyanov, As Ne,-Reut eg SOV/62-58=-11-7/26 


_Loseva, A. S., Khorlina, M. Ya. 


TITLE: Synthesis of Organo-Mercury Compounds From Hydrazones 
(Sintez rtutnoorganicheskikh soyedineniy iz. gidrazonov) 
Communication I. Interaction of Hydrazones of Aliphatic | 
Aldehydes and Ketones With Mercury Acetate (Soobshcheniye 1. 
Vzaimodeystviye gidrazonov al'degidov i ketonov 
BETES Hue SEG? ryada 8s uksusnokisloy rtut'yu) 


‘PERIODICAL: ‘Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1958, Nr 11, pp 1315-1326 (USSR) — e 


ABSTRACT: - Earlier, Hydraecnes - a group of easily accessible compounds ~~ 
‘have not been used for the synthesis of organometallic iene ae 
compounds. It is demonstrated in the present paper that the ~~ 
reaction of hydrazones of acetaldehyde, acetone, methyl-ethyl ee 
ketone, and butyrone with mercury acetate in aqueous: methanol © 
-and absolute benzene. medium may serve. for the. production . of) 
some new types of organo-mercury compounds. ‘the reaction 
investigated takes place according to that of a "conjugated 
See compound" under eeuuose nity a of the medium. 
Card 1/3 ey me pedmenours Or KyX"* ‘-tetramercury. ether form in. 
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Synthesis of Organo-iMercury Compounds From Hydrazones. SO0V/62-58-11-7/26 
Communication I. Interaction of Hydrazones of Aliphatic ; 
ai denydes and Ketones With Mercury Acetate 


ASSOCIATION: 
Card 2/3 


_ saturated with potassium bromide leads in the cold to the 


corresponding carbonyl compounds. There are 1 table and 10 


Moskovakiy. gosudarstvennyy universitet im. Ms Ve ‘Lomonosova: 


. water, o¢-mercury or of, 4 -dimercury alkyl methyl esters in 


methanol, and o -mercury or o_, 4-dimercury alkyl acetates. ae 
in absolute benzene. The chemical properties of the obtained 
organo-mercury compounds were investigated. It is demonstrated 
that a) dimercury compounds of the type (IV) - (VI) are nee 


_ decomposed by concentrated hydrochloric acid when heated. ~ 
» In this connection they separate calomel and form the 
‘corresponding carbonyl compounds bv) bromination of ‘dimercury © 


compounds of the type (I¥) - (VI) with a bromine solution 


formation of a corresponding o©-bromoketone at the same time 


with a ketone c) monomercury compounds of the type (I) - (1rz) 


are decomposed in the cold by concentrated alkali. On this” 
occasion they separate metallic mercury and form the 


references, 2 of which are ‘Soviet. 


(Moscow™ State’ ‘University imeni M. V. Lomonosov) 
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ABSTRACT: 
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Nesmeyanov, A. N.,.Reutov, us ines S0V/62-58-11-8/26 
Wu. Yeng-te'u, Lu Ching-chu : 


On the Problem of the Stereochemistry of the Reaction. 
Between: Symmetric Organo-Mercury Compounds and Mercury 


‘Halide (K voprosu o stereokhimii reaktsii simmetrichnykh 


rtutnoorganicheskikh soyedineniy s galoidnoy rtut'yu) 


Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskilch nauk, ete 


1958, ar 11, pp 1327-1330 (USSR) 


“In. the preasnt paper ‘the authors investigated the 


stereochemistry of the reaction of symmetric 
&-mercury-1-menthyl ester of phenyl-acetic acid and 

mercury bis- ale -camphor with mercury bromide in acetone: 
solution. Both reactions represent an electrophilic ars 
substitution with saturated carbon atoms. It was demonstrated: 
that the first reaction in the.cold takes place under main- 
tenance of the configuration at the touched “€arbon atom. 
Racemization observed at 56° is a secondary process. 


‘Stereochemistry of the reaction of mercury bis-o¢ joc -camphor 


with mercury bromide could not be determined because the - 


' forming. oe bromonecuey camphor racemizes under. the action. 


APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0" 


"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0 


SET OP PE EN eT 


OOF pe GAL OATS SEE COATES TS 


On the Problem of the Stereochemistry of the SOV/62-58-11-8/26 - 
Reaction Between Symmetric Organo-Mercury : : 
Compounds and Mercury Halide 


_ of mercury bromide during the reaction even in the cold. 
By the investigation of the reaction of symmetric. = > 
o(-mercury-l-menthyl ester with an equimolecular: amount 
of hydrogen bromide the conclusions which had already been. 
drawn (Ref 1) were confirmed. Conclusions: the reaction ~ 
in the course of which the organo-mercury salts become | 
symmetric under the action of ammonia takes place at the 
saturated carbon: atom. under maintenance of the configuration: 
_ there are 4 references, 3 of which are Soviet a 


ASSOCIATION: — Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova 
: (Moscow State University imeni M. V. Lomonosov) - 


SUBMITTED: - March 26, 1957 
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AUTHORS: _ Nesmeyanov. A. N.. eutov, O.A,. $0V/62--58--12-6 /22 


Phitesyna., O. A.; Tsurkan, PF. As 


TITLE: Synthesis of Orsanometallic Compecunds of Pentavalent Antimeny oe 
by Arylation of the Orsanis Antimony Compounds ArSbx, and 0° 
Av, SbX by Diazo-Compounds (Sintes metalloorganicheskikh 


soyedineniy pyativalentnoy sur?my putem arilirovaniya 
sur ‘myanocrganichaskikh soyedineniy ArSbX,, i Ar, Sbx 


- diazosoyedineniyan: ) 


PERIODICAL: _ Iavestiya Akademiinauk SSSR. Otdeleniye khimicheskikh nauk, 
19585 Nr 72, pp. 7435-1444 (USSR) : a 


ABSTRACT:. °.  Publishea works eivce tittle data on the arylation of 
: a organic antimony eempounds by Reais sf diazu-compounds ; 
(Refs 4u«7). In the present paper the authorg investigated — 
in detail the possibilities of arylating compounds of the. 
Ly pe ArSbX, and Ar,SdX by means of diazo-compounds as. well -: 


Variubs diazeniun dou 
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Synthesis of Organcmetallic Compounds of i 
Pentavalent Antimony by Arylation of the Organic Antincny Compounda arSpA,. 


‘and Ar,SbX by Diazd-c ompounds 


on the action ot tapos ieubia salts of antimony trichloride. 
on -aryl-diiode siibine proved tn be a universal method for. the 
synthesis of mixed organis antimony cempounds of the 

type ArdAr: Sbx,.. The former are easily obtained from aryl 


stibine oxides. In almost all sases the reaction takes place 

at low temperatures and lends to the formaticn of the : 

corresponding organic antimony compounds in. very good yields.” 
The compounds ATAr’SbK, wets isclated ag diaryl antimonic - 


sacid and identified as the diazonium double salts 
ArAr'SeCl, az rPN Cl according to the method developed in 


3. 2 
referense &; 
ge 
vant vores ue Arar'SbCl, 
HO 
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. Synthesis of Organometallic. Compounds of Sov/62- -58- 12- 6/22. 
‘Pentavalent Antimony by Arylation of the Organic Antineny Compounds ArSbX, 


ArAr'sbCl, + + Ar"N,C1 Pech, - ~ bras! sbery = Ar"N, o . + Feely, 


The results obtained are Giver in a table. The ena ee i 
. Method employed in synthesizing the substances of the types. . ce 
ArAr'StK, and Ar gAr'SbXx, is: an important supplement of previous — 


methods Refs 2, 8- 11) for the production of compounds of this 
type. There are 1 table and 16 references, 9 of which are Soviet. 


M. V. Lomonogova (Moscow State University imeni 
Me. Vs. Lomone aova). 


- SUBKIYT ND: . March 26, 4957 
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REUTOV, O.A.; LOVTSOVA, ALN. 


Arylation of diarylantimony trichloride with diaryliodonius 
salts. Veat.Mosk.un.Ser.mat.,nelh.,astron.,fiz2.khim. 13 no.3! 
191-196 "58, 


(MIRA 12:4) 


1. Kafedra organicheskoy khimili Moskovakogo universiteta. 
(Arylation) (Antimony co 


unds) 
(Iodoniun doucounta) 
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TITLE: 


PERIODICAL: 


ABSTRACT: 
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the authors earlier, the authors - in-the present: 
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Reutov, 0. A-, nee O. 4., Patrine, N. D.79-2B-3- =5/61- 


_—DSUbIo Diaso Salts of Stannic Trichloromethyl and of Stannic - 


Dichlorodiethyl (Dvoynyye diazoniyevyye soli. trekhkhloristogo 2 


metilolova i dvukhloristogo gers atorn) 


ghurnal Obshchey Khimii 1958, Vol. 28, ir 35. pp. 588- 592 


(asst i) 


According to a method for the Bynuoeess of double diazo: salts | 


of: antimony organic compounds (ref. 4) elaborated by one ‘ofe 


work carried nut the S yiecia of the double diazo salts of. 
stannic trichloromethyl.. These salts were synthetized. by. 
pouring together in the cold an aceton solution of the 


freshly : produced ArN,Cl.FeCl,-salt with ‘the methyl alcohol 

solution of CH,SnOOH which was saturated with hydrogen = | 

chloride; CH SHOOK, + 3HCL = CH, SnCl, + 2H,0, aie eas FeCl, + 

+ CH,SnCl, -» (ArN5Cl), -CH, Sncl, + ehie The salts Be 
and G of NCL 1),¢ Es 


ee “CH, SnC1 Te ante 5) and others 


ee, 3 
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Double Diazo Salts of Stannic Trichloromethyl and of Stannic 79-28-3-5/61 
Dichlorodiethyl eae 


could not be obtained in this way- Therefore an one-step tag ae 
method for the synthesis of the diazo salts of stannic tri- ~ - 
chloromethyl was elaborated as follows: the chloride solution 
of CH, Sn00H wag added to a diazo solution which hag been a 


obtained by diazotizing an aromatic amine in hydrochloric. 
acid by means of sodium-nitrite - this imnediately leading” 
toa precipitate of (arW,C1),.CH,SnC1,-salt. The use of:0-" 


+toluidine did not furnish any diazo salt. The double diazo |. 
salts of stannic tricnloromethyl obtained according to either 
‘method are mentioned in table 1. In the synthesis of the. y 
double diazo salts (CH, )SnC1, another method had to be used: 


“the chloride of the amine was dissolved in alcohol and then 
diazotized with isoamylnitrite. The stannic dichlorodiethyl 
dissolved in alcohol was then added to the diazo solution. 


The formation of the double salt (Cc SnCl, can be 


gH, )oSnCl, 
represented by the following reaction process: 
ArNH, .HC1 + C,H, ,ONO —> ArN,C1 + C H, 08 + H,0; 


f Artic i yg . the. , ae 
cee OER | Barit,cl + (CH, ),SnCl => (AEN C1) 5 (CoH, )g8nCl p+ The salts. 
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-Double Diazo Salts of. Stannic peer OnOnerars and of Stannic 79-28-3- a/61, 
Dichlorodiethyl 


eyatheticha hic way are mentioned in table 2. There | are: 
2 tables and 5 references, 4.of which are Soviet.. 


ASSOCIATION: . Hoskovskiy gosudarstvennyy universitet 
. .  (loscow State University) 


‘SUBMITTED: February 7, 1957 
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AUTHORS? ~  Nesmeyanov, As Ney Academician 20-1-28/58 

Reutovs Oo fes Knoll', Pe 

d ae ; ; - oe 
TITLES. 7 The Employment of the Isotopic Method in Studying the Stereochemistry._. 


PERIODICAL: Doklady AN: SSSR, 1958, Vol. 118, Nr 1, pPe 990102 (USSR) > 


REUTOU, OF 


20/2000 


Stee ee ” 


- of Replacement Reactions at the Olefinic Carbon Atom (Izucheniye’ = 
- stereokhimii reaktsiy zameshcheniya u olefinovogo atoma ugleroda s..~ 


- pomoshch ty izotopnoge: metoda).. . 


ABSTRACT? © Together with Borisov the first author (reference 1) established the — 


APPROVED FOR RELEASE: 06/20/2000 


‘following rules electrophile and homolytic replacement reactions tas. : 
ke place under conversation of the cise. and trans-configuratione : 


This rule was derived i 
ries of stereoisomeric organometallic compounds of the type? 


R. ea He : 
Nowe” . and Seal 
rc Ny R Ny: 


5y employing the method of jsotopes the authors in this paper die. 
rectly proved the correctness of this rulee As example of electro#. 


Gard 1/3 phile reactions they studied the interaction ‘of transemand cisefe L 
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‘The Employment of the Isotopic Method in Studying the '20=1-28/58 
Stereochemistry of Replacement Reactions at the Olefinic Carbon Atom. 

“chlorovinyl-mercury chloride: with sublimate labelled with radioacs 
‘tive mercury Hg®0°. The reactions were carried out ‘in an acetone... 


solution in the cold, In both cases the isotopic equilibrium was. 
goon obtained (within 5. minutes). The stereochemical initial confis 
-. guration of. the chlorovinyl group was on that occasion strictly con® 
served. As homolytical reactions they studied the interaction of ..*. 
-metallic mercury labelled with He®°® with transe and ciSePachloroe 
vinylemercury chlorides, as well as that with bisetranse and bisecise 

- Bechlorovinylemercury. All |, above-mentioned organoemercury compounds 
-yeadily react in acetone in the cold with finly distributed metallic - 
_ mercury. The isotopic equilibrium is attained after some hours.e The 
- configuration of the chlorovinyl groups is always conserved in this — 
connections During the interaction of the metallic mercury with — ee 
*'transe and cisepenercuryvinylchlorides a side reaction takes place’ 
under formation of calomel and acetylene. This is an example of the 
- double reactivity which is so very characteristic of all Sachloro= 
vinyleorganometallic compounds. The two electrophile and the two ~ 


first homolytical reactions require an additional discussion. The. Mee 
: ‘Observed stereochemistry of these ) reactions was not the result of © 
Card 2/3 one but of several processes. It may be stated that these l reac®. 


eee camera eer 


APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0" 


"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86- DOS TOROOET Ts 00t: 0 


IS BEA Bea ESE SH SEA a ee Ie a RE SE SSS eae Ps SIS OS aD ed ee ee 


The Employment of the Isotopic Method in Studying the Stereochemistry 20-1 -28/58 
of Replacement Reactions at the Olefinic Carbon Atom. 


_ ASSOCIATION. 


‘SUBMITTED? 


AVAILABLES 
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tions do not “proceed over the equilibrium, but that ect, and tte 


directly react with the B=chlorovinylemercury chlorides.. Thus the 
results obtained here are a direct proof of the conservation of the .— 
configuration at the olefinic carbon atom during the electrophile 
and homolytical replacement reactions. An experimental part with - 

the usual data follows. 


There are references, 3 of which are Slavic. 


Moscow State ‘University iment MV. Lanonsove (uoskoreleiy Seuuiarece! 


vennyy universitet. imeni M. V. Lomonosova). 


October 22, 1957. 
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120*120-5 -34/ fey 
ITE OWS» Pe i * 
AUTHORS : Reutsys Ce fey Fact » Py 
TITLS: 5. Gn the Atereoch remistry of the Isetopic Exchange fenctions 
_spetreen Coeenenen cur Salta and KetaDieor Halogen Hereury 
Labelled With Hg” #02 (0 stereokhimii reaktciy izotopnego obs 
mena rtuincorganicheski ikn soley s metallicheskoy i galoidney 
eo . . = ne 
rtut’yu, mechennyni Ng* 2035) 


: : ee? : : t 
FERTODICAL: © Voklady Akademii nauk Stick, 1956, Yol. -t 


(agen) 


ABSTHACT: Whe authors exdlain the eters gener sity of the felloring:: 
reactions: # R., i C - Hgk + Re-s—-> H,! C = He K + Be 


as Batts’ 


1253 
RUGR,C = Hex + Ee"k, Go=> RyRORsC - He e+ Bay (2) 


Heaction Cy): vepeeaen ta: the process of a ote reeetio 
(2) ‘that of an electrophilic substitution at the eaturated - 
carbon atome In the present papec the sterecchemistry of 
reaction (1) is investigated cn the basis of the diastomeric’ 
-Lemethyi-ether.of the mercury bromide phenyl acetic: acid, | Bp 
Reaction (2) is explained on the basis of: the cis~ and trans. 
-isomer of the aque irony eve rene sy erat chloride. Both : 
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SOV/20-120-5-54/67. 
. On the Stersoenemistry of the Teraptie Exchange Reactions between, | 
‘ Orgarolerourie- salts and Me allicgor Halogen Mercury Labelled “ith Bg? 


diastomers’ of ihe first substanes react sscii- with ator ized: 
ME LOW! aut cold in a medium of absolute benzene, ‘The steree 
metric configuration at the s-carbon atom is in either cace 3 
entirely conserved: the rotation angles of the diastomers . 
berore. tne rewetion and after the establishment or ‘the iaoe- 
touie cakilibrivum were identical. Vhis is aouier precf that. 
these nomolytical reactions are no free-radicul- reacti ons, other~ 
wise. tne reaction would. be pound to lead toa racemization. 
‘he molecules ot the organomercury compounds apparently re» 
act directly with. the mercury molecules. Cis- and trens=2 oo 
4 -methoxy-cyclohexyl-mercuric chlorides were chosen in: order 
a a _,to clear the reaction stereochemistry. The renction of the 
eae ‘ isotopic ex ‘change wus carried out in dioxune, acetone, and 
Pr iscbutyl alcohol. it proceeds with a noticeable velocity 
See oe only at 1202135°. in. eli cases the initial stereochemicel. 
ie configuration ci the substances was entirely maintained. 
ot The same results were obtained with all other investigated: 
Card 2¢5 reactions of the electrophilic substitution at the saturate ed’ 
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HOV/20-120~5-= 54/67 
_On the Stereocnemistry of the Iyotopic xchange: Heactions Between , 5 a 
Grganomercuric Salts and Me tallie:ar Halogen Mercury iabelled “ith He? 


curbon atom, except the cases reported by Cram (Krem,; Ref 5) isos 
There are 5 references, 4 ot which are Soviet, ceria ees 


ADGOCTATTON: Koskovskiy gosudarstvennyy universitet im, M. Ve Lononosova.: 

MOSCOW tate University imeni HM. V. Lomonosov) ~ 

. PRSSENT So: February 26,-i 
ae sciences, USSR 


8, by ie Ne Nesmeyanov, iember, Academy. of 


oUBMITTED: February 26,. 1958. : 
1. Mercury isotopes--Exchange reactions 2. Mercury compounds 


(Organic) --Exchange reactions 3. Mercury salts--Exchange reactions _ 
4, Mercury. compounds (Labeled) --Exchange reactions 5, Stereochemistry 


os 
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Nesmeyanov, Nik. A., Reutov, O. A. i oe 
tee 

Functional Derivatives of Ferrocene-1,1'Dicarboxylic Acid : 

(Funktsional 'nyye: ‘proizvodnyye ferrotsen- ty 1+-dikarbonovoy kisloty) 


Doklady . Akademii. nauk SSSR, 1958, Vol 120). Nr 6, 
PP. 1267 - fe (ussR ) ee 


Although the acid mentianed in the title was produced siready: ‘in. 
1952. (Ref 1) its derivatives. remained unknown with two exceptions: 
(Refs.1,2). In the preset paper the authors obtained a-number ~~ 
of these derivatives. thdy are: a) the chlorine anhydride b) 


from the latter an amide (Vv). was- produced,:c) methyl ether of = :- 


the carbamido- -ferrocene-1{- -carboxylic acid (VII);.4) the above 
amides (V), and (VII) as yell as the amide of ferrocene carbory~ 
lic acid can be converted“into the corresponding nitriles by: 
heating in acetic anhydride. By heating the acid (VII) at’ 140. 
for 20 minutes e) 1- pad ling ferrocene-1'~carboxylic acid (VIII). 
formed. in a yield of 55755 f) the nitrile of ferrocene-1 paisa. 
carboxylic acid (IX) was obtained in a yield of 30% by heating ~ 
the amide of this acid in acetic anhydride at 100° during 6." 
hours; g) by heating the amide of ferrocene carboxylic: acid in 


ow 


‘acetic anhydride at 140° during 40 minutes the nitrile of this 
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Functional Derivatives of Ferrocene-1,1'-Dicarboxylie © 20-120-6-28/59 
Acid : ; : a : 


acid formed (X)3-h) & cleavage of the HCl elements from the 2... 
chlorine anhydride molecules as well as from 2 water molecules. . 
takes place under the formation of the anhydride of the ferro- 
cene~1,1!dicarboxylic acid (XI) due to the action of pyridine.) 
on chlorine anhydride (IV) in the presence of water. Constants ~ 
are given. of all substances mentioned and their structure is ~: 
discussed. According to the aromatic character of ferrocene Lt 
was. found that the radicel —ccl, may replace one of the ferro-. 


cene hydrogens. In spite of the variation of the decomposition: : 
conditions of trichloroacetic acid in the mixture with ferrcecene 
no products of a double trichloromethylation of ferrocene could .. 
be observed, There are'1 table and 7 references, 3 of which 00°. 
are Soviet. a fod 


: ~ ASSOCIATION: Moskovskiy s0sudarstvennyy universitet im. M.V.Lomonosova 
% _  *. (Moscow State University ineni M.V.Lomonosov) 


PRESENTED ; February 11, 1958, by 4.N.Nesmeyanov, Menber, Academy. of 
: ‘Sciences, USSR . : ee - a 


APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0" 


"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0 


SE ESET ONS EEE 7 SPAR BARS Oe VE ES ORE A Ss, BARE I 


AUTHORS: - . Reutev;—6.—A.;—Corresponding Member, SOV /20-122-5-21/56 eee 


Academy of Sciences, USSR, Ptitsyna, 0. A., Khu KhuneVen | 


TITLES | The Synthesis of Organomercuric Compounds: by Means of me 
: ee Diaryl Iodonium Salts (Sintez rtutnoorganicheskih soyedineniy ==". 
‘cherez soli diarilyodoniya) oie Ae Le 


PERIODICAL: Doklady Akademii nauk SSSR, 1958, Vol 122, Nr-5, 
> - pp 825-827 (USSR) a 


ABSTRACT: _ As was formerly proved by the authors (Refs 1, 2), the double = 
salts of diaryl iodonium can serve as a source for the ca 
production of organo-metallic compounds of tin, antimony and ~~ 
bismuth. The reaction consists of a decomposition of diaryl 
iodonium double salts by tin, antimony or bismuth powders, gigeuees 
respectively. The paper under review deals with’ the possibility.” 
of applying this reaction to the synthesis of organomercuric 

“compounds. In order to find optimum conditions, the authors 

decomposed. the corresponding double salt of diphenyl-iodonium. . ~~ 

chloride sublimate in various. solvents. Hg, Fe, Zn,:-Cu.and Ag > 3): 
a were used as reducing factors. The results-are given in.table 1. 
viv oY Card: 1/2 They show that the main product of reaction is diphenyl mercury 
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The Synthesis of Organomercuric Compounds by Means SOV/20-122-5~21 /56 


. SUBMITTED: 


Card 2/2 


“of Diaryl Todonium Salts 


when iron is used. In all other cases it was .CéHsHgCl . ae 
Silver decomposes the double salt (CéHs ) oJC1.HgC13 by forming. 


diphenyl-iodonium chloride and calomel; no organomercuric 
compounds are created. The maximum yield of phenyl mercury 


‘chloride is obtained in the decomposition of the double salt. 


of diphenyl~iodonium chloride sublimate by mercury in water. 


Because of various short-comings in the use of silver salts, 


the authors decided to use diphenyl iodonium salts for the 
synthesis of organomercuric compounds. As can be seen in e 
table 3, a high yield of organomercuric compounds is formed by. 
means of diaryl iodonium salts. Also the comparatively easy. ==. 
accessibility of these salts, as well as the simple process of: 
the synthesis speak in favor of the method suggested. There ce 
are 3 tables and 4 references, 2 of which are Soviet, 


July 5, 1958°- 
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Reutoy, 0. A., Corresponding SOV /20-122-6-21/49 
‘Member, AS. USHERS: Ptitsyna, 0. A., Styazhkina, NH. Bo ey 


Decomposition of Asymmetric Diarylicdonium Salts by 


‘Bismuth Powder in the Presence of Bismuth Trichloride 


Razlozheniye nesimmetrichnykh. soley af 
ya= 
poroshkom vismuta v prisutstvii trekhkhloristogo vismuta) 


Doklady Akademii nauk SSSR, 1958, Vol 122, Nr 6, 
pp 1032-1034 (USSR) 


The. first two authors have demonstrated in an earlier nenes) 
(Ref 1) that in’ the decompositon of ‘the ‘diaryliodonium 
chlorides by tin powder in. the. presence ‘of. tin dichloride. 


-organotin compounds are formed in good yield. Furthermore 


it was demonstrated that in the decomposition of unsymmetric 
salts of diaryliodonium of. the type ArAr'JCl under same _ 


~ conditions the more intensely electronegative radical: passes. ae 


from iodine to tin. All these reactions obviously pass through 
the preliminary stage of the formation of double iodoniunm | 

salts of tin dichloride, which are decomposed by tin: powder. — : 
In the same paper (Ref 1) the possibility of. forming 
organobismuth compounds was shown. They are forged by 
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Decomposition of Asymmetric Diaryliodonium Salts by . gov /20-122-6-21/49 
‘Bismuth Powder in the Presence of Bismuth Trichloride - cache 


decomposition of double salts of diaryliodonium. chloride _ ots 
‘and of. bismuth trichloride by bismuth powder. For. reasons of°.:. 
- preparation it has turned out to. be more practical not toy | 
~ G@ecompose a double salt by bismuth but to decompose a mixture 


of Ar,JC1 and BiCl,. For example, the yield of. triphenyl 


- bismuth will be 35-40 % under these conditions. The reactions. 
taking place in connection with this are explained by equations. 
The unsymmetric salts decomposed by the method described are. 
given in table 1 together with the substances produced in. this = 
process. As can be seen from it, the more intensely Ore haat 
electronegative radical passes in all cases to bismuth. In-no-. | 
case it was possible. to isolate a second substance. Apparently... 
it is formed in such small quantities which could only be. 
detected by means of chromatography, + & The results obtained | 
are difficult to understand as the quantity of the electron." 
density does: not represent a determinative factor in radical > 
reactions (Ref 1), even if it is maintained that the 1 EE 
: ; - decomposition of double radicals takes place “homolytically". 
_ Card 2/3 At the same time the regularity observed here in the transition’ 
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Decomposition of Asymmetric Diaryliodonium Salts by SOU eek oe 
“Bismuth Powder in the Presence of Bismuth trichloride 


‘of the more intensely electronegative radical to the. uote 

can easily be explained by. the assumption of a heterolytic ee 
decomposition of the iodonium double salts. Although in 
recent times more and more knowledge of a certain role of. 
the polar factors in the radical reactions. has been wee 
collected, all data described by the authors give evidence ae 
-of the heterolytic mechanism of the decomposition reactions 

of the iodonium salts which are discussed here. There are oe 
1 table and 6 references, 1 of which is Soviet. 


‘SUBMITTED: July 5, 1958 
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NESMEYANOV, Aleksandr Nikolayevich, akademik; REUTOV OnAe tea 
TOPCHIYEV, A.Ve; akademik, rede; KNUNY. o tedten 2 2 aa BI. 
KABACHNIK, M.I., akademik, rede; FRE YDLINA, H.Kh., ei aa ct oles 
red.; LOSKUTOVA, I.P., red.izd-va; POLYAKOVA, T.¥., tekan.rede oe 
[Selected works in four volumes] Izbrannye trudy v rae TREES one 
Moskva, Izd-vo. Akad,nauk SSSR. Volele 1959 712 Pe - 123 ons 


ty AN SSSR (for Reutov, Proydlina). 


. . Chleny-korresponden 
: a ties (Chemistry) 
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"Formation Mechanism of the Metal-Carbon Compound and Some Aspects of tne 
Reacticn Capacity of Metal Organic Compounds of Heavy Metals.” 


. report tc be submitted at the 17th International Congress of Pure and Applied 
eben ary - Munich, ee 30 Aug - 6 Sep 1959. 
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; soy /62-59-1-8/38 
Nesmeyanov, A. N., Rentov, O, hey Losevayg Ac Sey cas 
Khorlina; Ma Ya. ; 


- Synthesis of Organo-Mercury Compounds From Hydrazones 


(Sintez rtutnoorganicheskikh soyedineniy iz gidrazonov) ot 
Communication 2. Interaction of Hydrazones of ‘the Aldehydes. 

and Ketones of the Alicyclic and Aromatic Series With =~ 
Mercury (II), Acetate (Soobshcheniye 2. Vzaimodeystviye gidra 


ZOnovV al'degidov i ketonov alitsiklicheskogo i aronatiches- 


Izvestiya Akademii nauk SSSRe Ctdeleniye khimicheskikh nauk, © 
1959, Nr 1, pp 50 - 61 (USSR) . ee 


In the present paper the authors have shown that the hydra-)..> 
zones of aldehydes.and ketones of the alicyclic and aromatic .~ 
series (hydrazones of cyclohexanone, 4-methyl cyclohexanone, .- 
cyclopentanone, camphor, benzophenone and o-nitro-benzgalde- .”. 
hyde) react with mercury (II) acetate in water, methanol. 
and absolute benzene and separate nitrogen, mercury (I)>.. 
acetate and metallic mercury; and. form organo-mercury “coMm=. 
pounds. In most cases the reaction unger the _getion Of ee 
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Synthesis of Organo-Mercury Compounds From Hydrazones. ; Sov /62-59-1-8,'38 
‘Comsunication 2. Interaction of Hydrazones of the Aldehydes and Ketones — 
of the Alicyclic and Aromatic Series With Mercury (II) Acetate 


Card 2/3 | 


mercury compounds are listed in the table which were 
‘matic series. The structure of the organo-mercury compounds 


-alkalt or concentrated hydrochloric acid (Ref 1). The 


“the solvent takes place in the way nentioned in. Ref 1000.58 


The reaction of hydrazones of cyclohexanone and 4-methyl - 
cyclohexanone with mercury (II) acetate in water and in’ we 
the presence of catalytic quantities of copper acetate is. 
very peculiar. As a result of this interaction organo- 
mercury compounds with a double bord are formed. Organo- 


synthesized by way of hydrazones of the alicyclic and aro-. 


obtained was confirmed by decomposition with concentrated - 


hydrazones used in this paper were synthesized according to a 
methods already described: hydrazone of cyclohexanone. te 
Se 2), of 4-methyl cyclohexanone (Ref 3), of camphor® 92 
Ref 4), of benzophenone (Ref 5) and o-nitro-benzaldehyde 
(Ref 6). There are 1 table and 14 references, 2 of which cae 
are Soviet. ‘ ae 
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"PERIODICAL: 


ABSTRACT: 


gare 1/1 


heard. All mentioned reports were held by western scientists. ag TA 


Reutov, 0. Ae» Corresponding Member AS USSR SOV/30-59-1-28/57 
be en ee 


Symposiun on Theoretical Organic Chemistry (Simpozium po 


teoreticheskoy organicheskoy khimii ) 
VYestnik Akademii nauk SSSR, 1959, Nr 1, pp 114 = 415 (USSR). Sh 


This symposium was held in memory of A. Kekule in London | 


from September 15 until September 17, 1958. It had been 


organized by the British Chemical Society and. the Depart- — 
ment of Organic Chemistry of the International Association ~ 
for Theoretical and Applied Chemistry. 600 chemists from — 
25 countries participated. 3 lectures and 15 reports were | 
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’ ie ’. 
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« Aes Tyrchinskiy 


.etric Salts of piaryl rodoniun by 
“in Diechleride (2 anlogheniye.. 


shkoly. 
‘pp 138 - 440 


Khiniya i khimict.cskaya 


(U35h) 


pré- 


wore treated with bin souder=': 


yield 347. 


(m-C 4, 0500 ,H, 58n0, yield 407 
2-5 6-4 


sci — (p-C 


i [000 ,T, )» Sm0 yyield 
25 sai 


— Sas Clg be one yield 52% 
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The Decomposition of Asymmetric Salt 
by Tin Powder in the Presens of Tin Dichle 


he compounds cbtained and.their yields are lis tea oe a 
tables In all cases, the more electro-neyative radica 
seater itself to the tin. Mo tin compounds were ae 

n the decomposition of iodoniun salts containing nitro- .. 
poe In these compounds intensive yesinification. occurred: 
which may “be due to reduction processes of the nitro-groups, 

Phe experimental part of the payer presents the reaction de= 
-tails, as well as those of the production of the iodoniun : 
salts, with regard to Leboratory work. There are “table ’: 
and § references, ‘2 of which are Soviet. “: 
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AUTHORS: < . Sov /62-59-3-33/37 


“PITLE: None Given 


“PERIODICAL: | Izvestiya Akademii nauk SSSR. otaeleniye khimicheskikh nauk, 
a oe, 1959, Nr. 3». PP 559-560 (USSR) a es ; 


ABSTRACT. In this letter to the editor the auth 
: that organic mercury compounds may en 
isotopic exchange of. the following type .u 
- 203° : 203 Rep toh ate Ms 
RHE + RSs ==R HE + RLHE , In pyridine the half period of 
exchange in the reaction of equimolecular anounts of di-. 
phenyl. mercury with di-p-chlorophenyl mercury (concentration 
of the substances - 0,03 mol/1) at 60° is 3 hours. - 
| 203 | : 2054 Hse 
(CoH) He + (c1C¢H,) He w= (CgH,) He + (clc,R,) He. At room. 


temperature a@i-p-chlorophenyl mercury in acetonesolution with, 
mercury-bis-acetaldehyde - 4 substance with an extremely re-.. 

a active mercury atom - goes not enter the reaction of isotopic — 
Card, 1/2 exchange. In the interaction between diphenyl mercury and che: 


APP 
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eas 


s0V/62-59-3-33/37 


mercury-bis-acetaldehyde, however, the isotopic equilibrium in 
acetone is practically immediately produced at room tempera-. - 
‘ture. The same holds also for di-p-anisyl mercury. ‘ + EY 
203 , fe) 20H. - 0 

GF -_ LA 

(cH, ) He + ns(on,-l |, a (CoH. ) ote + Bs fone \, : 

H oo HE 

- 203 _ ‘) 

(oH, 0G oH.) Re + Hg (cz, 0 | == (CH, 0C¢H,) \Be + Hg cu-é A gl? 

At present there are no data available which would allow a a 

definite judgement. of the mechanism of. the discovered isotopic. 

~ exchange. It may be assumed that the reaction is not free- 9 9%" 


-padical because free radicals cannot form from organic mercury 
compounds under such soft conditions. ee ; 


ASSOCIATION: tloskovskiy gosudarstvennyy universitet im. M.-V. Lomonosova a 
(Moscow State University imeni M. Vv. Lomonosov) ee gto ts 
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“ABSTRACT: The authorswrite in this letter: 


carbon atom combined 
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existence of 4& constant stereochemical configuration of the 
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otaeieniye khimicheskikh nauk, 


nThe possibility of the: . 


with metal in the case of the molecule 


having a single asymmetrical center has as yet not.been tee 
experimentally proved. We were successful in proving it-by.).: 


separating for the first time the 


racemic mercury salts 


2-bromomercurybutane and 5-bromomercury-2-methylhexane in : 


antipodes. 


sodium stannite and dialkyl 


Alkylmercury bromide was made symmterical with 


mercury was treated with the ‘ 


mercury salt of the monoethyl ester of the d-tartaric acid. 
The organic, mercury diastereomers obtained were separated. by. : 
erystellization and the ac 
in the diastereomer was 
of Cabr, 


APPROVED FOR RELEASE: 06/20/2000 


residue of the optically active acid : 
substituted by bromine 


by the effect. a 


CIA-RDP86-00513R001444710019-0" 


"APPROVED FOR RELEASE: 06/20/2000 


Cie RDESO DOS to nouLerscure > 


Letters to the Editor es | gov /62-59-4-39/42 
os (ep Ror H_OOCCHOHCHONCOO),He —® 2R,R,R g ‘ee 
1 RyR5C) He + (Cos Ge ote Pols 


- HgOOCCHOHCHOHCOOC,H, —= (mixture of 2 diastereomers) 
CaBry- 


a& * 
fter diastereomer R,RR,C - HeBr . R,RLR3C - HeBr 
separation) antipode (I) © antipode (II) ee 
The antipodes have the following specific rotation (in chloro-- 
form; ¢ =:-t.73-1..1): , dt 


F 18 ) QO. Omer ce 
CH, CH(HeBr )CHCH, : (1) [aly + 10-7°20-8'5 (II) [a], -10 e120 
P 18 0,co, - iss 
CH,CH(HgBr)CH,CH,CH(CH;): (1) [e}p 341 .6°45° 
/ —+18 fo) fe} 

(11) [a] 5 + 25° +2.0 Ree 
It might be quite possible that we did not obtain a complete: 
put: only a partial separation of the racemates. Also, it is) 
obvious that in the second case we did not obtain the anti- = 
pode (II) in a pure state. It has to be noted that the — 5° 
possibility of the existence of constant organic mercury. 
antipodes follows from the results. of our previous investiga- 


- Card 2/3 tions onthe preparation of organic nercury diastereomers ee 
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‘distinguished paly by the configuration of the carbon atom. 
combined with mercury. (Ref 1)." There are 3. soviet ‘references. 2 
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Nesmeyanov, Wik. A-, Reutov, Q. A. 


The Derivatives of 1-Carboxyferrocene-1'-Sulfonic Acid. 


(Proizvodnyye 1-karboksiferrotsen-1'-sul'fonovoy kisloty) 


Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 5, pp 926-929 (USSR) 


In an earlier paper (Refs 1,2). the authors synthetized a number 


of ferrocene carboxylic acids of the general formula ae 
¥-C5H,~Fe-C,H,-COOH, and on this basis they investigated the 
character of ferrocene carboxylic acid. The same influence was 
investigated also in the present paper, but stronger electro-— 
negative substituents were used. For this purpose, the.ferro- 


- gene carboxylic acid-and its methyl ester were sulfonated: and 
the derivatives of the acid already mentioned in the title =. 


wing 10 derivatives were obtained: 


_ CONE G00 
F<s0,¢1 (III) 5. ® <soF (IV) 
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The Derivatives of 1-Carboxyferrocene-1'-Sulfonic Acid 


ne (x), F7COOCHS (vr); p 7C00CHS (vir), p 000085 (VIII) 
coocH, Nsocl, \s0,F NSO NH 
ee (aa) PES CR) Fe Hy Fen oH ye | 

so tii, coocH, 


The dissoéiation constants of several acids (IV, IX) were 
determined and compared with those of reference 2. This showed: 
that by the presence of a sulfamide substituant the acidity.” 
-of ferrocene carboxylic acid is increased 5.5-fold and by that 
of a sulfofluoride substituent even 9-fold (Table 2). This is. 
indicative of. the considerable influence exercised by the aeaiy 
substituent upon the carboxyl. group, which is on the other. ring. 
of the ferrocene molecule. There are 1 table and 2 Soviet — 
references. Se ee 
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—AumioRS: -__Reutov, Ody Shaticinay “7+ Ms  30¥/62259-9-37/40 


: TITLES bark pms Rearrangement of: the Free Propyl Radical 


“PERIODICAL: | Izvestiya Akademii nauk SSSR. Otdeleniye “himicheskikh nauk, - 
eo 1959, Nr 9s pp 1690-1691 (USSR) wks ee ee 


ABSTRACT: ' The authors found that the free propyl radical formed py thermal 
decomposition of n-butyric peroxyde in CCl ys by rearrangement can 


“in the chain: | ei 

The rearrangement was verified in — 
tagged with c!4 at the ie 
The propyl chloride — 


thus obtained was hydrolyz 

oxidized to propionic acid 

Potassium dichromate decomposed propi 

Rearrangement’ could: not be observed at the stage of propyl gee 
chloride hydrolysis, and must therefore have taken place in the — 


tara’ t/2) 
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carbon chain. This: is the first time a rearrangement has been 
observed in simple hydrocarbons, a Stes 
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_ MITE: i “Stereochemistry ie Electrophilic Substitution at Saturated, 
BE . Carbon Atoms : 


= i t PERIODICALS Izvestiya. Akademii nauk SSSR. Oracden te. knimiche sith raul, 
j a 4959, Nr 9, p.1691_ “(USSR)” Le - 


ABSTRACT: — By investigating the antipodes of. é seymietric: organomercury - ae 

compounds the authors (Ref. 1) found that the stereochemical . 
configuration of these. compounds. is retained ‘in: sabati tution ab. 
the electrophilically bound asymmetrical | carbon: atom. “This was: “also. 
observed in the case of 1 »4-dimethylpentylmercury . bromide, — which 
reacts with magne sixm-organic compounds ‘under the inf nfluence » of : 
HgBrs | or HBr and gives the ‘same 1,4-dimethylpentylnercury P oe 


with [ou] ntettet? ee ee 
(ou, 5 CHCH,CH Puuebs)0 ce getogsnn ue oe 
362 121° Hebe, 
[eet cH, send ae —_o > (oreo 
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given. Tho discussion be 


| ef isotopic exchange of Ralig 8 ad Rugk (R= 

{ = aticyh, % = halide) with Hg 

1 substitution reac tions), 

4 topic exchange of RHgk with He 

i ‘philic substitution “reac ; 

\ of structural factors and conditions of the ~ 
i peaction, the atereochemistry of homolytic end 
|gapo: u/2 
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ABSIRAC? «A review report on the works of the author is° 
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Stereochemistry of the Reaction of 3~Bromo-Mercury-1l-Camphor 
and 3-Bromo-Mercury-d-Camphor with Sodium Thiosulfate 0 
(Stereokhimiya reaktsii 3-brommerkur-l-kamfory 4. 3-brommerkur-. 
d~kamfory s tiosul'fatom natriya aan rg Eee 


ghurnal obshohey Khimii, 1959, Vol 29, Nr 1, _pp 182-187: (USSR) 


According to reference 1 it was determined that the sym-~ 
metrization of diastereomeric ‘lemethyl esters of the ‘@-bromo= 
mercury=phenyl acetic.acid with ammonia in chloroform res... 
presents a reaction of. electrophilic. substitution character.- 
on the saturated carbon atom and proceeds by ‘maintaining the 
stereochemical structures The investigation of the kinetics 
of this reaction indicated (Ref 2) that it proceeds in two. 
steps (Scheme 1). The first step (a) is a reaction of bi- _ 
molecular electrophilic substitution character. In connection .- 
with that. the present paper describes the results of the further 
investigation of the stereochemistry of symmetrization reaction, | 
on the basis of organomercury derivatives of camphore The. 9-0 
mixture of the diastereomers of 3-bromomercury-1-camphor and 


~ 


the mixture of the diastereomers of 3-promomercury-d-camphor 
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_ Stereochemistry of the Reaction of 3,-Br mo-Meraury~1-Camphor and 3-Bromo- 
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were obtained by mercurization of 1+ and d-camphor by méans of 


K Hedy (Ref 3)» From the first mixture two diastereomers of on 


3.-bromomercury-1~camphor were separated by fractional recrystal-. 
Vization, which differ in the structure of the a-carbon atom. oe 
(I and II). From the second mixture the diastereomers of 3-brome- | 
mercury -d-camphor (IIL) and (IV) were separated. (I) and (III) ea 
are more stable than (II) and (Iv). Sodium thiosulfate and 
hydrazine hydrate proved to be the only symmetrizing agents for 
all organo~mercury compounds, since with other agents (KJ, KOH, 
KONS, Na,S, and Na 8205) a cleavage of all G-Hg bonds took places 


The transforaations of the organomercury derivatives of leand 82 -: 
d-camphor may be represented summarily by the scheme 2. Thus, - 
the reaction. proseeds by maintaining the structuze. There are. 
4 references, 2 of which are Soviet. Pee 
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AUTHORS: Reutov, O« Acs Lu -Tszin-chzhu 
Hey Os a ee OS : a2 
TITLE: On the Stereochemistry of the Symmetrization Reaction. of Some 
oe - Organo-mercury Derivatives of Camphor Under the Influence of . 
. Hydrazine Hydrate (0 stereokhimii reaktsii simmetrizatsii =< 
nekotorykh rtutnoorganicheskikh proizvodnykh kamfory pod = : 
“aeystviyem gidrazin-gidrata trig oe 


‘PERIODICAL: = Zhurnal obshchey khimii, 1959, Vol 29s Nr 4, PP 1207-1213 (USSR) 


‘ABSTRACT? Having previously examined the stereochemistry of the symmetri-| 
- , zation reaction of 3-promine-mercury camphor. under the influence - 
of sodium thiosulfate (Ref. 1) the authors tried in: the present. . 
case to perform the same reaction under the influence of . Sone. 
hydrazine hydrate. In the article under review the constants of | 

the diastereomers of 3-bromine-mercury-1-camphor and 3-bromine- - 
- mercury-d-camphor (1), (11), (III), and (Iv) obtained earlier. 

(Ref 1) are listed. The diastereomers (1), (II), and (III) were 
used in- the experiments reported on below. The reaction follows... 


the scheme 1: 


Gard 1/3 
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HgBr - ae fe agit Ae a a 
+5NH,-NH,- H,0 —~2 +2Hg+5H,0+4Niy 
Sore -NH, -HBr+N, = 
0 Mi, eae 
(details of this synthesis ia 
time being this reacti 
mers of 3-bromine-mercury 
mers of 3-promine-mercury-4d- 
hydrazine hydrate. In all cases the racemiz 
figuration was found in the a-carbon atom. 
due either to 1 reaction 0 
such or to the racemiza 
under the influence of 
hydrate). At the contac 
aa in dioxané the less stable dias 
Card 2/3 camphor is isomerized and forms 
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a. sov/79-29-4- 36/77 
On the Stereochemistry of the Symmetrization Reaction of Some Organo-mercury. 
Derivatives of Camphor Under the Influence of Hydrazine Hydrate 


3-methyl-, 3-ethyl-, and 3-benzyl-3-bromine-mercury camphor. were. 
synthesized. The symmetrization of 3-benzyl-3-bromine-mercury ae 
camphor under the influence of ammonia was investigated. There = 
are 3 references, 2 of which are Soviet. ; a ie 
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AUTHORS: : Reutov, O. As, Ostapchuk, G. M. ; 307/79-29-5~-44/75 

GItLE: The Reaction of the Isotopic. Exchange Betwegn Aryl-nercury 
chlorides and Wetallic Mercury iarked by He??? ({Reaktsiya 


jzotopnogo obmena arilmerkurokhloridov § metallicheskoy 


203) 


etuthyuy, mechennoy Hg 


PHRICDICAL: Zhurnal obshchey khimii, 1959» Yol.29, wr 5+ 
‘pp 1644-1617 (USSR) 
ABSTRACTS In 2. previous paper (Ref 1) the following reaction was” 


described: (p-X0,H,) He + He “ga? (pe XC H,) He + Hg. The 


re: .. . reaction rate depended on the substituent X and increased ‘in 
con : the following order: 0,N <cooc,F, KCLK HC cH, < OCH. The 2.0: 


present paper investigates the reaction p-XC,H,-HeCl + we: 
* ; ap A eT 


= p-X0,H,-Hett + -He. It.took place in a. solution of aryl- 
mercury chloride in anhydrous pyridine at 60° and at _ eens 
150C rpn/min approximately of the mixer. after certain inter- 


vals samples were taken, the colloidal mercury centrifuged off, 
the aryl-nercury-chloride precipitated by means of water ee 
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he Reaction of the Isotopic Exchange Between SOV 19=29+5-44/75 : : 


Arvl-mercury Chlorides and: Metallic Mercury Marked by He203 © 


acidified with hydrochloric acid, filtered and recrystallized. 

The substance dissolved again in organic liquid (chloroform, 
acetone) was dropped on a standard filter. and this thin layer — 
coated with plexiglass lacauer. The radioactivity was determined 
oy means of the counter HS-4.. The results of repeated Fore 
experiments are given in 4 table. The-authors ooserved a reaction 
rate higher than that. of diaryl compounds as well as an 20S: 
increase in the reaction rate in the order OnH¢ CoHeOCOK 


<cl<H, CH. Since free radicals are not formed in mono--. - Suge 


aryl compounds even by irradiating the solution with ultras #0 
violet light, tne reaction mechanism is explained by the 
formation of a four-membered, activated complex: 
HS... ; 
Ar-Hg-Cl + 2g&Sar” , ‘CIE? Ar-Hg-Cl + He. 
: TH ee 
There are 1 table an 2 references. 
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sov/79-29-5-44/75. 
She Reaction of the Isotopic Exchange Betveen ee 205 | 
syylenercury Chlorides. and Metallic iercury Marke 
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Reutov, Ceo hey Lu Ching-Chu sov//9-2¢ -5-45/75 = 
OTOLEs Stereochemistry of he Symmetrization Rencetio 


merenry Canphane Under the Influence of Erdr 
and Sodium Stannite (Stereokhiniya renktsiy aa 
2-khlormerkurkxanfane pod deystviyen gidrasin-# 
stannita ne Ltriye } 


PURTOOICATS Zhurnal obshchey khimdi, 1959, Vol 29, UT 45, 
pp 1517+ 71625 (USSR) 


LBSEEACT: During the investigation of the symmetr rizetion: of. Z-promo-— 
; - mercury-camphor under the influence: of hydrazine hydrate 
‘ref 1) a racemization was_ found to take place. in ell 


oxperiaents (the authors emphasize: thet the express sions. 
tracenization" and “naintenance of the configuration" always © 
refer to the asywaetric C-aton bond to Hg)- It wos not 
3essible to find out whether this effect ‘is. duc. to the 
atereochemistry of the symmetrization rea zction itself, or’ 
whether .the reaction proceeded under the maintenance of: the | 
Ss nfiguration and . the compound was subjected to & secondary. 
yeacenizs tion under the influence. of. hydrezine nyar rate... Also: 
nerinents with, J-alkyl- ag Tnonomer res derivatives oben 
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Stareocheni str of tha Synmetrization Reactions of 307 /13-29-5-48/ 75 ive 
2-Chlero-meren cy Camphane Unier tne Influence of Hydrazine Hydrate ane. oats 4 | 
- sodiua Stannite é , es 

camphor rere unsuccessful. The experiments were carzied one 
by the authors with mercury compounds of camphane which was 
gorned from o-pinene- The »-ghloro-mercury-camphanes Pee lattes 
obtained, however s yielded a difficultly separaole mixture of 2 
stereoners. Therefore f-R-pinene was chosen 2s initial 
substance for the synthesis of 9 -chloro-mercury-comphanes 
whicn differ only by the configuration of the second carbon =) 
atom. By the action of hydrogen chloride pornyl chloride was 
obtained, and therefrom ‘the mixture of tro jJiastereomets: of: 
3 chloro-mercury-cemphane wes formed. The diasterecmer 1. et: 


: 1 
isolated therefrom gave [-], - 10.1 £1.4°, the - 


aiestereomer II: {e} ie +1564 $1 .2°.The diastereomer ‘1: 
reacts with hydrazine hydrate under the formetion of unstable. 
mercury-bis-camphane which separates netallic mercury aeeree 
already at lox temperature. This bis-camphane is an : 
individual diastereomer. ‘ita hydrochloric acid end etnancl a 
the pure diastereomer I of pechloro-mercury-cemphan? ere cae 


cerd 2/5 
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formed again from it.- The reaction thus proceeds under the” 
maintenance of the configuration of the C-atom in position 2. ; 
. the symmetrization of: the diastereomer IIT was cerried out 
jn the same way. After splitting the pis-compound the pure. 
Ziastereomer I is obtained. The diasterconer II is unstable, | 
nceordingly, and is transformed into the I-form. WEthe: ens 
sodiun stannate the same reactions were obtained. The 
maintenance of the configuration unusual for the radical 
substitution.is probably due to the fact. that no optical 
_antipodes are concerned - but diastereomers which exhibit. 
different stebility- The ‘experimental part describes the 


venetions performed and gives the date of. the resultant 
compounds. There are 10. references, 5 of. which are. Soviet 


March 29,. 1958 ee Oe ior ar 
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5(4 —_ gov /76-33-1-25/45 - 
RUTUONS Reutov, O. As, Beletskayes Te. Fes tardaleyshvili, R. Yee. ; 
PIPLE:  Ppeaction Kinetics of the Syametrization of Organo-llercury 


Salts (Kinetike reaktsii sianetrizatsii rtutnoorganicheskikh : 
soley)+ I.Determination of the Order Froa the Organo-Mercury 

“galt of the Reaction of the Symnetrization of Esters of 2 
a-Hercury Bromide Phenylacetic Acid Under the Influence of 
Ammonia (TI. Opredeleniye poryadka po rtutnoorganicheskoy soli- 
roaktsii sinmetrizatsii efirov -brommerkurfeniluksusnoy kis-. 
‘lLoty pod deystviyem amniaka) e Ee 


PERIODICAL: | Zhurnal. fizicheskoy vhinii, 1959; Vol 33, Mr, 
“pp. 152 = 155 (USSR) 


ABSTRACT: On the example of the diastereomeric l-menthyl esters of 2.2%" 
the g-mercury bromide phenyl acetic acid (I) it had already...” 
been found earlier (Ref 1) that the symmetrization of . rea gees 

organo~mercury galts with ammonia proceeds with a-econstant 
stereochemical structure. Winstein (Uinshteyn) (Ref 2)..0b=2285 
tained the same results on experiments with 2 different rc 
ees * galt, whereas: Hughes and Ingold (Kh'yuz and Ingol'd) assumed. 
_ Card 1/3 that an electrophilic substitution tekes place with a constant, 
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Reaction Kinetics of the symmetrization of Organo- ; 
‘Mercury Salts. I, Determination of the Order From the Organo-Mercury Salt.» 
Phenyl- 


n. of the gynnetrizetion of Esters of g-Hercury Bromide 


of the Reactio 
der the Tnfluence of Ammonia 


acetic Acid Un 


: strvcture in the mechanism 5,3 and.@ change of the. structure 
ss of the reaction nentioned 


tics of ethylene — 


in the 


in Spee Since a progre 


the reaction kine 


as investigated with ammonia = 
The syanetrization of  - ee 
) took place 


title is doubtful with 5,2) 
til : 


and t-menthyl ester of (1) « 
-in the case under discussion. 
: R_Cugex = . Ra= = 
RARDRCHEx (R, =¢He: Ry Hs Ry co0c, Big i. place 

in absolute chioroformy, mixed with ammonia, at 20°. The 


nephelometric measuring method was used. The concentration 
of the substances was in the range of og oe 


(6.0-0:85)-107? sol/ml. The reaction order of R,RoRCHgX 
was determined by the kinetic curves and the initial con- 
centration of (I). The experinental results obtained showed 
that the synnetrization 3 vo 


faction of R,RpR,CHex is of thasce 
There are 4 figures, 1 tables 


and 3 references: 


cae ae second order. 
Card 2/3. 1 of which is Soviet. 
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AUTHORS: Reutov, Oo Ac, Bel ats kaya, I. P., Mardaleyshvils, Re Yee on 
Be 7 alan onal lenis 
TITLE: . Kinetics of ‘the Symmetrization Reaction of Organomeronzy. “Salts. 
aba Ii. Determination of the Reaction Order of Symmetrization. With— 
Ammonia of the Esters ¢f a-Brems Mereuro Phenyl Acetic. Acid” ; 
With Respect tc Ammonia 


“PERIODICAL: © Zhurnal fizicheskey khinit, 1959, Yol 33, Ne Dy see 1962-1968. 
(USSR) aes ‘s sae 


CABSTRACT: © In follow-up of a previous report (Ref. 1), further investi-. 
: Past gations were made hera concerning the reaction: mentioned - in 
_the title, with special regerd ts the reaction order with “ 
respect to aumonia (I) as well as the influence exerted by (I) - 
concentration and varicus additions upon-the’ rate. and intensity | 
of symmetrization. Experiments were: made in-a test ‘tube (Fig. 1): 
with 136.107) mol of organomercury salt (II): and -(3+28;.:2. hs, 
2,12, 1.60; 4.07).1079 mol (I). The reaction was stopped at. 
Parl oas time intervals by the addition of an excess of 0. 149. n- 
HCl (with respect tc the (I)-smount), and the acid excess was 
mS abr, - titrated (fable 1). The crdes of reaction with respect: to Oe 
:Card 1/3. was determined from the initial rea tion 1 rate 08. (a) as a. 
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SOV/76-33--9-12/37 
Kinetics of the Symmetrizasicn R of Oxganomereury Salts, II, Determi- 
nation of the Reaction Order of \gation With Amronia cf the Ester 
a-Bromo Mereuro Phenyl Acetic A Respect to Ammonia : 


Function of its ‘guare concentration (fables 2,3) 
Nephelcmetric ne é Were likewise made, and the va 
‘for I =. £(%) are d (fable 4). In beth eases, a et 
dependence sf the i Teaction rate on the initial sq 
soncentration cf (TIT ascertained, In ine symmetrizati 
(II), (I) is, vn iling eonditione, consimed accor 
pttjsy (4) is; ss 2430S OONGLTLONeG, consum accor 
to the sesond sor the curves I = £(+) the. portien ‘of 
reacted (II) was iapend uge the various initial - 
concentrations o able 5); it was further ascertainad - 
with the titrati ad that in the case of (II) amounting 
40. 1.36.1072 mol lying below 4.30.107) mol, the reas 
intensity is det y the initiel coneentraticn of (I)... 
(Table 6). Addit symmetrical conpsund (RURLR,C~) He 
(formed in the course of reaction) (Table 7) showed that when 
increasing the concantration of thess additions the reaction ° 
Tate is lowered. The symmetrization reaction under investi-=.." 
. ation is assumed to take place in two stages (+) and (2), 20°38 
Card 2/3 where (1) is a bimelesular electraphilic substitution in the:#* 
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saturated carbon atom. It had already been shown (Ref. 2) that 
the symmetrization in question leaves the stereochemical’ con 5 
figuration unaltered; thus,.a bimolecular reaction of the... 
mentioned kind with preserved stereochemical ‘configuration was 
established for the first time. There are 6 figures, 7 tables, ~ 
and 3 references, 2 of which are Soviet. eae 
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’ AUTHORS : Nesmeyanov, A. N., Academician, S0V/20-125-6-25/61 
Reutoy,-O.-A., Corresponding Member Pe 
“ASUSSR. Tolstaya, T. P., Ptitsyna, 0. A-, 
Isayeva, L. S., Turchinskiy, M. Fe, 
Bochkareva, G. P. 


TITLE: ~ . Organometallic Compounds Prepered From Double Salts of Halogen 
, Metals and Halogenoniums (Metalloorganicheskiye soyedineniya - is 
iz dvoynykh soley galoidnykh metallov i galogenoniyev) | ie 


PERIODICAL. _ -Doklady Akademii nauk SSSR, 1959, Vol 125, Nr 6, pp 1265-1268 : 
(USSR) ~ - eg Sees 


ABSTRACT s. The present paper adds two further types, (III) ana (Iv), to © 
ae on the two rather similar reaction types (I) and (II) of the. 


synthesis of organometallic poqsounts:. Hg, Tl, Sn, Po, As3°Sb, 
and Bi may appear as metal M."/ in the method of diazonium =... 


double salts (Ref 1); Cu, Zn, Fe, as well as ul?) = y (2) ac 


metal uP) for various combinations. In the method of iodonium” — 
double salts (Ref 2) Hg, Sn, Sb, and Bi were investigated as... : 


yf) which gave a good yield of corresponding organometallic a 


Gara 1/4 
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Card 2/4 


compounds. The same metal (") is usually used as u(P)  some-. 
times, however, Zn or Gu. The corresponding decomposition — pee 
reactions were carried out by the authors in an. acetone solution. 


For this purpose the same metal powder was used.as was chosen. 


by 0. A. Reutov and 0. A. Ptitsyna for diphenyl iodonium salts. 
The course and the results of these new reactions were found to. -: 
be completely similar to those of the last-mentioned salts... 
This is a new confirmation of a similarity of all diary] eee 
halogenoniuams. Phenyl mercury jodide with yields of 22 and’ 3570: 
is produced by decomposition of the double salts of diphenyl 
chloronium iodide and of diphenyl promoniun: iodide with H@Jn. 0 


by powdered copper in acetone at low temperature. Diphenyl-tin- 
dichloride with yields of 57 anda 55%: is produced by decomposition ; 
of the double salts of diphenyl chloroniun- and. diphenyl bromon- | 
jum with SnCl) by powdered tin. The decomposition of the PEN 


corresponding doubke salts of antimony powder leads to a mixture - 
of phenyl-dichlorostibine, diphenyl-chlorostibine, and a‘small ©... 
quantity of organo-ant imony triaryl compounds. Triphenyl- cere 
bismuth is produced by decomposition of the bismuth-trichloride 
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Organometallic Compounds Prepared From Double Salis sov/20-125-6-25/61 | 
of Halogen Metals and Halogenoniums ; 


double salts by bismuth powder. According to the analysis ihe 


is assumed that the double salts of antimony-trichloride and.of . 
bismuth-trichloride form mixtures of the compounds: eee 


[(cgH,) Han] eon, and [<ceut,) paar’ mec 5: Table 1 gives 21. 


- decomposed gaits, the decomposition temperature and calculated 
as well as actually obtained results of the analysis, table 2 
shows the decomposition reactions of the aforesaid double salts 
with the halides of heavy metals. The double salts of triphenyl- 
oxonium either do not react at all with the metal powders under 
the given experimental conditions, or only with a change of. the 
anion part of the double salt. The cation of triphenyl-oxoniun 
is not changed and does. not form organometallic compounds..:. Thus. 
this method is restricted by the jinapplicability of oxonium- 9. 
and (as is expected by analogy) of ammonium salts. The authors - 
-finally try to explain this behavior of triphenyl-oxoniun salts. 
There are 2 tables and 11 references, 5 of. which are Soviet.” 


“ ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova 
Card 3/4 (Moscow State. University imeni M. V.- Lomonosov) Institut 
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element oorganicheskikh soyedineniy. Akademii nauk SSSE (Institute: 
of Elemental-Organic Compounds of the Academy of Sciences: USSR) 


SUBMITTED: January 7, 1959 
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 AUIBHOR : 7 -Reutov, O.A,, Corresponding Member 
MTTLE:; The World's Largest School of Metal-Organic Chemists 


PERIODICAL: Priroda, 1960, Nr 4, pp 43 - 48 (USSR) 


“ABSTRACT: On 9 Sep 1959, the 60th birthday of A.N.-Nesmeyanov, © 9): 
ate ee : President of the Akademiya nauk SSSR (Academy of Scien- 
ces of the USSR) and his decoration with the Order of 0 - os. 
Lenin were celebrated. In the present article, the au- = yy 
thor gives historical data on the deyelopment of the ~~ 
. gynthesis of metal-organic compounds | and elucidates 
A.N. Nesmeyanov’s main works on organic chemistry. ite 
Nowadays, 15,000 metal-organic com ounds\are known, of... 
which tetraethyl Tead TET) ranks first. Lithium-.and = 
aluminum-organic compounds are used as catalysts in =... 
the production of plastics, and tin-organic compounds: 
ag anticorrosive admixtures, plastics stabilizers, ca-.° 
' talysts for vulcanization of. caoutchouc, bactericides, =. 
and fungicides. A.N. Nesmeyanov, and a collective : 
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of. the Vsesoyuznyy nauchno-issledovatel'skiy khi- 
miko—-farmatsevticheskiy imstitut imeni S. Ord- = °°) 
zhonikidze (All-Union Scientific Chemical and. Pharma-.— 
ceutical Research Institute imeni 5. Ordzhonikidze) .. 


This preparation can be effectively used by surgeons — AY 


ting. Russian chemists A.M. Butlerov, A.M. Zaytsev, =. - 
3,N. Reformatskiy, N.D. Zelinskiy, Zh.I. Iotsich, reat 
and V.V. Chelitsev made valuable contributions to thes: 7 
development of metal-organic chemistry. AN. Nes-_. 
metal-organic: compounds o7 heavy metals, known .as Brae 
"Nesmeyanov's diazomethod". The essence of this 
method’ is explained by. an example of synthesizing aD 
mercury—organic compounds. The reaction occurs ac 0 
cording to the following formula: vee me 


cane = Bipot 
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. RNCl°HgC1,+2Cu PR Se Hg - Cl + Ny + CuzC1- : 


' With the aid of this reaction, Nesmeyanov and his 

pupils obtained various organic compounds of mercury, 
thallium, germanium, tin, lead, arsenic, atnimony and... 
bismuth. Hundreds of substances, formerly inacces- oe ees 
sible, are now to be obtained by this method. Another 
synthesis developed in Nesmeyanov's school is the me- 
thod of mutating one kind of metal-organic compounds - 


into another.  The,most important of them is the change. - 
of mercury-organic linto metal-organic compounds of 
other metals. n nearly all cases the reverse muta- 
tion of the metal compounds into mercury-organic 
compounds has been found. Besides this, Nesmeyanov 
worked out fundamental theoretical problems of or- 
ganic chemistry on the basis of metal-organic com- 
he ee pounds. The author describes three trends of’ Nes- See geen 
Card 3/9. meyanov's. theoratical works:. 1) tautomerism and the = 
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reactivity of organic compounds; 2) the mechanism of 
the reactions of carbon atom substitution; 3). the me- 
chanism of formation and disruption of metal combina-— 
tions - carbon and several other chemical combinations. 
A.N. Nesmeyanov has proved that double reactivity is 
‘not alway conditioned py tautomerism but may also . 

_ depend on other causes. He found and studied several 
cases of double reactivity when tautomerism .was ab- Pees 
sent. With the aid of theoretical calculations, MoI. _ PA oS 
Kabachnik has show that, in general, 4 pseudorism eee 
of molecules does not exist. The results of this 
work have shown that. double reactivity may be caused 
by special. properties.in the reacting molecule. In 
work on. the mechanism of the reaction of. substitution 
in a carbon atom, the problems of the stereochemistry 
of these reactions rank first. Nesmeyanov's school =~ 

ie 6 Gee was very successful in explaining the nature of - SUb=. 22 ee. 
dard 4/9 _ stitution in a carbon atom. The study of the stereo~, 
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chemistry of substitution in an ethylene carbon atom - 
showed ‘that both the electrophylic. and the homolytic - 

substitions proceeded while the geometrical configu- 
ration was maintained (A.N. Nesmeyanov and A.Yeo —. 
Borisov). The value of the. work on the mechanism of 

“reaction consists in making use of the data obtained 

“for guiding organic reactions in a desired direction. 
AoN.. Nesmeyanov carried out radical and ion break-—~ 
‘down of diazo-compounds and diaryliodonium salts. 

Bach of. these types of preakdown has its special fea-~ 
‘tures and advantages for the synthesis of metal-—. 

- organic. or organic compounds. The author gives an . 
example of ion breakdown of .aryldiazo salts ina 
medium of chlorobenzene or bromobenzene, which 
opened the way to the synthesis of organic derivative 

‘ polyvalent chlorine and bromine. The work on the 
chemistry of ferrocene (dicyclopentadienyl-iron) has 
a special place in Nesmeyanov's investigations. 


- Card 5/9 The iron-organic compound , discovered 8 years ago, eo eae 
Seana a ee eee sera pana Eee STE ree 
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is extremely resistant and resembles benzene in many — 
‘chemical properties. Nesmeyanov's school obtained 
dozens of ferrocene compounds which may serve -as an~ 
tidetonators, semi-conductors, initial substances - 
for synthesizing polymers, etc. One of the most in- 
teresting subjects of Nesmeyanv's investigations in 
the field. of element-organic compounds is the syn~ 
thesis of "onium" salts (diphenylchloronium and di~ 
phenyl-bromoniun salts), a direct development of the | 
diazomethod. At the same time, these investigations - 
were connected with his work in the field of organic 
compounds containing elements in an unusual valent 
state. Nesmeyanov's investigations into telomeriza- 
tion resulted jn the development of the new. synthetic 
fibers "enant'Wand "pelargon" which are in many ways 
superior to capron and nylon. Nowadays, A.N. Nes- 
meyanov: heads the world's largest school of metal- 00... 
organic chemists at the Institut elementoorganicheskikh 


Gard 6/9, 
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soyedineniy AN SSSR (Institute for Element-Or anic en ie 
Compounds of the AS USSR) and e Moskovskiy gosu-....——. 
: <a darstvennyy universitet imeni M.V. Lomonosova (Moscow. 

State University imeni M.V. Lomonosov). Many of on 
Nesmeyanov's famous pupils, including Ii.I. Kabachnik, 

Corresponding Member of the AS USSR, R.Kh. Freydlina, pete 

‘Corresponding Member of the AMN, N.K. Kochetkov, | die | 

Doctor of Medical Sciences, A.Ye. Borisov and others — aM : 


are now heads of important scientific institutions. 

The following. important Soviet centers for investi- 
‘gating metal-organic chemistry are mentioned in this 
article: the Gor'kovskiy gosudarstvennyy universitet 
(Gor'kiy State University); the Fiziko-khimicheskiy : 

_. institut imeni L.Ya. Karpova (Physical and Chemical 
Institute imeni L.Ya. Karpov) in Moscow. 
vayey » head of the: Gor"kiy University leads investi-.°-. 


gations into metal-organic compounds. of heavy metals. 
The main subject of these investigations is the 
breakdown of metal-organic compounds which results: 


APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0" 


"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0 


. ‘The World's Largest School of Metal-Organic Chemists 


tara 9/9 


PRES Bae FE Ze PE 
Pera ty beg 0] 


ES ee a ee Se Pa es lle SRE SEO SOE TUNE 


BOBL2 - ce 
$/026/60/000/04/019/070. 
DO48/D006 ee a 


in the formation of free radicals in solutions. 2a~ 
zuvayev developed several original methods of syn- 
thesizing :metal-organic compounds, such as the me- - 
thod-of synthesizing mercury-organi¢c compounds from 
organic perioxide and from mercury salts of organic Pate 
acids. The work of the Physical and Chemical Insti- Woe . 
tute is above all concentrated on compounds of 3rd ont 
and 4th group metals of the periodic system and on 
lithium-organic compounds. The Institute is headed 

by K.A. Kocheshkov, Nesmeyanov's former co-worker o 

The latest results in the chemistry of metallocene 

and carbonyls indicate that metal-organic compounds 
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are important as intermediate substances in: industrial 


catalytic processes. There is 1 photograph and 3 
references of which 2 are ‘Soviet and 1 English. 


- -SSOCIATION: AN SSR (AS USSR) 
Card 9/9 
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(Diazonium compounds ) 
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TITLE: : 1, Blectrophilic and Radical Substitution of Iodine for the.» 
Mercury Atom in.Organo-mercury Salts. 2. Introduction of...” 
Dichloro Carbene Into the Metal - Haloid Binding. 3,Inter-. 
action of 2-Formyl byeleatkenonrs With Hydrogen. Peroxide. 


PERIODICAL: Izvestiya Kkadendi nauk SSSR. Otdeleniye khimickeskikh:. ve 
nauk, 1960, No. 9, pp» 17%6-1717 a wae? 


TEXT: 1. In the course of their studies of the méchanism of the electro-_ 
philic substitution on the saturated carbon atom, the authors investigated... 
‘the reaction of the organo-mercury salts: ethyl ester of o-bromo mercury -.:- 
‘phenyl acetic acid (I) and‘ the benzyl mercury bromide: (II) with iodine. 
‘The electrophilic substitution of the mercury atom was carried out under 
the action of iodine in cadmium iodide solution. The reaction. took place 
cal, | na ee . 
_in aqueous. dioxan: R - HeBr + I, OO eee ~ I+ HgBr I. 
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1. Electrophilic and Radical Substitution of 
Iodine for the Mercury Atom in Organo-mercury 
Salts. 2. Introduction of Dichlcro: Carbene 

Into the Metal - Haloid Binding 3.Interaction 

of 2-Formyl Cycloalkanones With Hydrogen Peroxide 


In.case (I) the reaction proceeds rapidly, in case (II) much slcwer. The 

reaction kinetics of (II) with iodine was Spectrophotometrically recorded.’ 

and examined by the. titration method. The reaction proceeds rapidly in =). 
'.the presence of CdI,, i.e., photochemically by the radioal mechanism. ‘The. ~ 


reaction of (I) with iodine in the absence of cdl, (radical reaction) is 


of first order with respect to-iodine and of zeroth order with respest to 
_ the organo-mercury salt. The kinetics. was spectrophotometrically recorded, 
Finally, a very important effect of the structural factor upon the rate — 
of the electrophilic and radical substitution of. the icdine atom for the 
mercury atom on saturated carbon was determined. 2. The authors’ found that 
- the dichloro carbene forming in the benzene medium under the action cof 
_ tertiary potassium butylate upon chloroform, is capable of linking itself 
-into the mercury ~ chlorine binding under the formation of trichloro : 
methyl mercury compounds: Sublimate reacts with dichloro carbene under the 
formation of trichloro methyl mercury chloride (melting point 180°). : 
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1. Electrophilic and Radical Substitution of SOT ase ee 
“Todine for the Mercury Atom in Organo-mercury B02 3/BO64 oe 
Salts. 2. Introduction of Dichloro Carbene ae 
Into the Metal - Haloid Binding. 3- Interaction 
of 2-Formyl Cycloalkanones With Hydrogen Peroxide 


Found: Hg 56.83%. Calculated: Hg 56.60%. Phenyl mercury chloride forms ~= 0030 °: 
trichloro methyl phenyl mercury (melting point 113.5-114°). Trans-P-chloro = 

vinyl mercury. chloride forms trichloro methyl-trans-B-chloro vinyl mercury: = 

_ (melting point g0-81°). Found 53.06%. Calculated: 52.72%. The latter come =f: 
“pound id converted under the action of chlorine or bromine inte trichloro.:.~ 
methyl mercury chloride or trichloro methyl mercury. bromide, respectively. ¢/ 
At. present, the authors are investigating the possibility of syntheswing © -2_ 
trichloro methyl organometallic compounds of other metals with dichloro eae 
carbene. %. The authors found that under the action of hydrogen peroxide 

at low temperatures 2-formyl cyclopentanone and 2-formyl cyclohexanone — 

undergo an oxidative splitting and yield adipic and pimelic acid, 

‘respectively. This rare reaction of 2-formyl cycloalkanones may be used = 

_. for. the production of a variety of dicarboxylic acids, beginning with the A 
“ eyclic ketones. There are 2 Soviet references: ie aie 
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1. Electrophilic and Radical Substitution of 3 /062/60/000/009/020/024. 
-Iodine for the Mercury Atom in Organo-mercsury B023/B064 ae 
Salts. 2. Introduction of Dichloro Carbene oars ; 

Into the Metal - Haloid Binding. 3. Interaction 

of 2-Formyl Cycloalkanones With Hydrogen Peroxide 


ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M.V. Lomonosova .. 
- - (Moscow State University imeni M. V~ Lomonosov), (Reutov,0A, 
Beletskaya, I. P., Lovtsova, A. N.), Institut organicheskoy. 9. 
khimii im. N. D. Zelinskogo Akademii nauk SSSR (Institute 907 
of Organic Chemistry imeni N. D. Zelinskiy of the Academy .- 
of Seiences USSR) (Vinogradova, L. P. and Zav'yalov, $.0s) 


SUBMITTED: 1. May 23, 1960; 2. June 9, 1960; 3. June 13, 1960 
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s/078/60/005/05/36/037 ? 
| B004/B016 See 

AUTHORS iS: Tananay ev; Ev, ‘Luzhnaya, 3. P. ; | 

— RITLE: The XVII Congress on ‘Pure and Applied Chemistry = 3 - 

“PE: skoy khimii, 1960, Vol. 5, Ho. 5, pps 1178 = 1183 


5 PERIODICAL? Zhurnal neorganicheskoy 


TEXT: | The XVII Congress of the IUPAC (International Union of Pure and Applied. ee 
Chemistry). took place in Munich from. July 30. to September 6, 1959. It was pre- : 


ceded by the XX Conference of the IUPAC (August 26-29, 1959) -wnich was attended Se 
‘py a Soviet delegation consisting of B. A. Kazanskiy (re-elected as representative 
of the USSR at the Bureau of the IUPAC), M. M. Shemyakin (elected as a member of 

the Section of Organic Chemistry), A» P. Vinogradov (elected as Deputy Chairman 

of the Section of Usoonenie ty! I. V. fananayev (elected as a member of the: 


- Section of Inorganic Chemistry), Ya. I. Gerasimov, 0. A. Reutov. and. wi ae ate 
G. I. Rakhmaninov. Further, I. P. Alimarin was ‘appointed Second Secretary of the | 
Section of Analytical Chemistry. about 2200 delegates attended the Congress. In- oe 
a plenary .session_Q. A> Reutov. delivered a lectures. "The Mechanism of the Pora- 
ation of Metal-Carbon Bond ‘and Some Considerations on the Reactivity of Organo- 

Pa 


metallic Compounds of Heavy Metals". 
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REUTOV, Oches PrITSYNA, O.Ae, ORLOV, SI. 
SSeS 


Synthesis of solid aryl diazonium salts from double aryl diazonium 
ie of ferric chloride. Vest. Mosk. un. Ser. 2: khim. 15 no.2: 
47-49 Mr-aAp '60. (WIA 13: 6) 


1. Kafedra organicheskoy khimil Moskovekozo universiteta. ; 
(Diazonium compounds) (Iron chloride) 
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